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Description 

[0001 ] The present invention relates to a radiation-curable primary coating composition, to acoating system comprising 
a radiation -curable primary and a radiation-curable secondary coating composition, to a coated optical fiber comprising 

5 a primary and a secondary coating, to an optical fiber ribbon comprising an optical glass fiber, at least one of said coated 
optical fibers, and to the use of a radiation -curable primary coating composition for coating an optical fiber. 
[0002] Because optical fibers are fragile and easily broken, the optical fibers are usually coated using one or more 
radiation -curable coating compositions. Generally at least two coatings are applied, a primary coating of a relatively soft, 
flexible material directly on the glass surface, and a harder coating, a secondary coating, on the primary coating. The 

to transmission characteristics of optical fibers are known to be significantly affected by properties such as equilibrium 
modulus or the like of the primary coating material which is in direct contact with the optical fibers. When optical fibers 
are coated with a primary coating material having a relatively high equilibrium modulus, for example about 1.5 M Pa or 
higher, the attenuation loss of the optical fibers may increase because of decreased buffering effect. In fact there is a 
long felt need in the optical fiber industry to use softer (lower equilibrium modulus) primary coatings to introduce a higher 

15 resistance against microbending and thus to prevent attenuation losses. Primary coating materials having an equilibrium 
modulus of 1 .5 MPa or less are thus of interest as is described for example by Bouten et al. in J. of Lightwave Technology, 
Vol. 7, April 1989, p. 680-686. 

[0003] However, when using such low equilibrium modulus primary coatings, and in particular, when using primary 
coatings having a equilibrium modulus below 1 .3 MPa, the integrity of the coating is at risk. Hence, such coatings tend 

20 to be very fragile and are prone to formation of defects in the coating during processing or use of the coated optical fiber. 
[0004] Primary coatings having a low secant modulus (<1 .5 MPa) while having a high tensile strength at break (>1 .5 
MPa) are described in WO99/08975. Said coatings are said to protect an optical fiber for a long period of time in a safe 
and stable manner while obtaining an excellent transmission performance. However, defects may still appear during the 
use of the coated optical fiber, in particular, under the influence of high stresses and temperature extremes which the 

25 coated fiber has to withstand over time (during production, cabling or when buried under the ground). This problem is 
further enhanced nowadays due to the increasing line speeds for fiber drawing causing steeper cooling profiles, and 
allowing less time for relaxation of thermally induced stresses. 

[0005] In WO02/42237 an optical glass fiber is described, which is coated with a primary coating having an equilibrium 
modulus of about 1 .5 MPa or lower and subsequently a secondary coating, which has a much higher Tg than the primary 

30 coating. Said primary coating is subjected to at least the following stress: when the temperature decreases during the 
production process the secondary coating passes its glass temperature (Tg) and enters the glassy state while the primary 
coating is still above its glass temperature. The primary coating still intends to shrink when the temperature decreases 
further, but is captured between the rigid secondary on the one hand and the rigid glass fiber on the other hand. This 
precludes the shrinking process of the primary coating substantially resulting in triaxial stress. This stress can result in 

35 loosening of the primary coating from the glass surface if the adhesion is insufficient, as is described by King and Aloisio 
in J. Electronic Packaging, June 1997, Vol. 119 p.133-137 in an article titled "Thermomechnical Mechanism for Delam- 
ination of Polymer Coatings from Optical Fibers". During coloring, cabling and possibly in the field, the fibers may be 
cycled through high and low temperatures, causing comparable stress on the primary coating. 

[0006] This stress has been proven to also be the cause of the appearance of defects within the coating. These defects 
40 are in fact ruptures in the bulk of the primary coating itself which have to be regarded as distinct from delaminations at 
the interface of primary coating and glass. For the purposes of the present invention, such defects in the coating are 
further called cavities. 

[0007] It is an object of the present invention to obtain an optical fiber coated with a primary and secondary coating, 
and optionally an ink composition of which the primary coating has a sufficiently high cavitation strength while having a 
45 low equilibrium modulus. 

[0008] It is another object of the present invention to obtain radiation -curable primary coating compositions which, 
when cured, result in soft primary coatings with an equilibrium modulus of about 1.5 MPa or less having sufficient 
resistance to cavitation to remain substantially free of cavities. 

[0009] It has surprisingly been found that the above objects can be accomplished by using a radiation-curable primary 
50 coating composition comprising 0.6-10 volume% (vol%) of particles. In the above definition the vol% of particles refers 
to the total amount of particles, i.e. individual, fully dispersed, primary particles (hereinafter referred to as primary particles) 
and those part of agglomerates. 

[0010] In one embodiment of the invention said particles have a flakiness ratio m = B/T of 10 or less, wherein the 
thickness T is the minimum distance between two parallel planes which are tangential to opposite surfaces of the particle, 
55 one plane being the plane of maximum stability, and the breath B is the minimum distance between two parallel planes 
which are perpendicular to the planes defining the thickness T and are tangential to opposite sides of the particles, and 
having a length L of between 0.003 and 3 \±m, wherein L is the distance between two parallel planes which are perpen- 
dicular to the planes defining thickness T and breath B and are tangential to opposite sides of the particles. Herein the 
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radiation -curable primary coating composition, when cured, has an equilibrium modulus of about 1 .5 MPa or less, and 
a cavitation strength at which a tenth cavity appears (o 10 cav) of at least about 1.1 MPa. Herein the flakiness ratio B/T 
and the length L are determined for primary particles, and defined as in Heywood, H., J. Pharm. Pharmacol. Suppl., 15, 
(1963), 56T, and in "Particle Size Measurement", T. Allen, Chapman and Hall Ltd, London (1975). The flakiness ratio 
5 is determined by Transmission Electron Microscopy (TEM). For determining the flakiness ratio for particles in a primary 
coating of an optical fiber samples (coupes) are cut from the primary coating, both parallel to the optical glass fiber and 
perpendicular. Depending on the number of particles present in the coating, more coupes may be necessary to determine 
the flakiness ratio. Typically between 10 and 100 particles are analysed. 

[001 1 ] The integrity of a soft primary coating in a coated optical fiber during use is critically dependent on its resistance 
10 to cavitation. It has now been found that a high resistance to cavitation can be obtained even for a low equilibrium 
modulus primary coating if the primary coating contains 0.6-1 0 vol% of particles. 

[001 2] The present invention further relates to a coating system for an optical glass fiber comprising a radiation-curable 
primary coating composition according to the invention and a secondary coating composition. 

[0013] The present invention also relates to a coated optical fiber comprising an optical glass fiber, a primary coating 
15 obtained by curing the radiation-curable primary coating composition according to the invention and a radiation -curable 
secondary coating applied on the primary coating and optionally an ink composition applied on the secondary coating. 
[0014] Said primary coating generally adheres sufficiently to the optical fiber to reduce to a minimum the occurrence 
of delaminations (or debonding) at the primary coating-glass interface. The secondary coating generally sufficiently 
adheres to the primary coating to reduce to a minimum the occurrence of delaminations at the primary coating-secondary 
20 coating interface. The primary coating has a cavitation strength that is sufficient to reduce to a minimum the occurrence 
of cavities within the coating itself. 

[0015] The invention further relates to an optical fiber ribbon comprising a plurality of coated, and optionally colored 
optical fibers arranged in a plane and embedded in a matrix composition, wherein at least one coated optical fiber is a 
coated optical fiber according to the invention. 
25 [0016] A suitable definition of the phenomenon of cavitation strength according to the present invention is the stress 
at which the tenth cavity becomes visible when measured in a tensile testing machine at a pulling speed of 20 |mm/min 
for a 100 lutm thin (constrained) layer (or 20% per min) when observed at a magnification of about 20x, as described in 
the Experimental Section. 

[0017] The primary coating composition according to the invention comprises 0.6-10 vol%, preferably 1-5 volume 0 /©, 
30 more preferably 2-4 volume% of particles. In one embodiment of the invention said particles have a flakiness ratio m = 
B/T of 10 or less, preferably 8 or less, more preferably 5 or less, in particular 2 or less, more in particular 1.5 or less, 
wherein the thickness T is the minimum distance between two parallel planes which are tangential to opposite surfaces 
of the particle, one plane being the plane of maximum stability, and the breath B is the minimum distance between two 
parallel planes which are perpendicular to the planes defining the thickness T and are tangential to opposite sides of 
35 the particles, and having a length L of between 0.003 and 3 |mm, wherein L is the distance between two parallel planes 
which are perpendicular to the planes defining thickness T and breath B and are tangential to opposite sides of the 
particles. Particularly suitable are particles with a flakiness ratio close to 1, i.e. (nearly) spherical particles. 
[0018] The flakiness ratio m is one of Heywood's ratios: 

40 Elongation ratio: n = L/B 

Flakiness ratio: m = B/T 

as defined in Heywood, H., J. Pharm. Pharmacol. Suppl., 15, (1 963), 56T, and in "Particle Size Measurement", T. Allen, 
Chapman and Hall Ltd, London (1975). 

45 [001 9] Generally the dimensions of 1 00 particles, ad random selected, are determined and the average value is taken. 
In case of particles having an elongation ratio above 1 , wherein elongation ratio is defined as the L/B, wherein L and B 
are the length and breath as defined above, respectively, like worm-shaped particles, L is determined from one end to 
the other end, by following the primary axis as projected in the plane of the photo. For the diameter the longest straight 
line that can be drawn from one side of the particle to the other side, perpendicular to the primary axis is taken. 

50 [0020] The radiation-curable primary coating composition according to the invention comprises particles that may be 
either organic or inorganic particles. 

[0021] In one embodiment of the invention the particles are inorganic particles. Suitable inorganic particles are for 
example oxide particles, for example particles of an oxide selected from the group of aluminum oxide, silicium oxide, 
zirconium oxide, titanium oxide, antimony oxide, zinc oxide, tin oxide, indium oxide, and cerium oxide. It is also possible 
55 to use a mixture of particles from different oxides or to use particles of mixed oxides. Preferably, the particles are particles 
of aluminum oxide, zirconium oxide or silicium oxide. Particularly suitable are silicium oxide particles, e.g. colloidal silica 
particles. 

[0022] As specific examples of oxide particles at least one type of particles selected from the group consisting of tin- 
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doped indium oxide (ITO), antimony-doped tin oxide (ATO), fluorine-doped tin oxide (FTO), phosphorus-doped tin oxide 
(PTO), zinc antimonate (AZO), indium-doped zinc oxide (IZO), and zinc oxide can be given. These particles may be 
used either individually or in combination of two or more. 

[0023] As examples of commercially available products of these oxide particles, T-1 (ITO) (manufactured by Mitsubishi 
5 Materials Corporation), Passtran (ITO, ATO) (manufactured by Mitsui Mining & Smelting Co., Ltd.), SN-100P (ATO) 
(manufactured by Ishihara Sangyo Kaisha, Ltd.), NanoTek ITO (manufactured by C.I. Kasei Co., Ltd.), ATO, FTO 
(manufactured by Nissan Chemical Industries, Ltd.), and the like can be given. 

[0024] In one embodiment of the invention the inorganic particles have reactive organic groups on their surface. Such 
reactive particles may or may not comprise additional, non-reactive organic groups. Additional non-polymerisable groups 

to may be used to tune the overall polarity and thus the hydrophobicity or hydrophilicity of the particle and the resultant 
coating. In one embodiment of the process according to the invention, the majority of particles present in the radiation- 
curable coating composition are reactive nanoparticles. The reactive groups of the particles, and if present, the polym- 
erisable groups of a reactive diluent may polymerise in a homopolymerisation reaction or a copolymerisation reaction. 
In such a case the reactive groups are polymerisable groups. A copolymerisation reaction is possible when in the mixture 

15 different groups are present that can polymerise, for example if the groups of the particles and of the reactive diluent 
are different, or if mixtures of reactive diluent and reactive/or particles are used that comprise such different groups. It 
is also possible that the reactive groups of the nanoparticles react with a polymer network that is formed by the polym- 
erisation of one or more reactive diluents. 

[0025] The preparation of reactive particles as such is known in the art, and has been described in e.g. US-6, 025,455. 
20 [0026] As examples of agents which can be used to introduce reactive organic groups on the surface of the particles, 
further called surface treatment agents, alkoxysilane compounds, tetrabutoxytitanium, tetrabutoxyzirconium, tetraiso- 
propoxyaluminum, and the like can be given. These compounds may be used either individually or in combination of 
two or more. 

[0027] As specific examples of alkoxysilane compounds, compounds having an unsaturated double bond in the mol- 
25 ecule such as y-methacryloxypropyltrimethoxysilane, y-acryloxypropyltrimethoxysilane, and vinyltrimethoxysilane; com- 
pounds having an epoxy group in the molecule such as y-glycidoxypropyltriethoxysilane and y-glycidoxypropyltrimeth- 
oxysilane; compounds having an amino group in the molecule such as y-aminopropyltriethoxysilane and y-aminopro- 
pyltrimethoxysilane; compounds having a mercapto group in the molecule such as y-mercaptopropyltrimethoxysilane 
and y-mercaptopropyltriethoxysilane; alkylsilanes such as methyltrimethoxysilane, methyltriethoxysilane, and phenylt- 
30 rimethoxysilane; and the like can be given. Of these, y-mercaptopropyltrimethoxysilane, y-glycidoxypropyltrimethoxysi- 
lane, methyltrimethoxysilane, methyltriethoxysilane, and phenyltrimethoxysilane are preferable from the viewpoint of 
dispersion stability of the surface-treated oxide particles. 

[0028] As the surface treatment agent, a compound including a functional group which copolymerizes or cross-links 
with an organic resin (reactive surface treatment agent) is also preferable. As such a surface treatment agent, the above 
35 compound including an unsaturated double bond in the molecule, or a compound including at least two polymerisable 
unsaturated groups, a group shown by the following formula (1), 

-X-C(=Y)-NH- (1) 

40 wherein X represents NH, O (oxygen atom), or S (sulfur atom), and Y represents O or S, and a silanol group or a group 
which forms a silanol group by hydrolysis is preferable. 

[0029] The group shown by the formula (1) is preferably at least one group selected from the group consisting of a 
urethane bond [-0-C(=0)-NH-], -0-C(=S)-NH-, and a thiourethane bond [-S-C(=0)-NH-]. 

[0030] As examples of such a surface treatment agent, an alkoxysilane compound which includes a urethane bond 
45 [-0-C(=0)NH-] and/or a thiourethane bond [-S-C(=0)NH-] and at least two polymerizable unsaturated groups in the 
molecule can be given. As a specific example of such a compound, a compound shown by the following formula (2) can 
be given. 



55 wherein R 1 represents a methyl group, R 2 represents an alkyl group having 1 -6 carbon atoms, R 3 represents a hydrogen 
atom or a methyl group, m represents either 1 or 2, n represents an integer of 1-5, X represents a divalent alkylene 
group having 1-6 carbon atoms, Y represents a linear, cyclic, or branched divalent hydrocarbon group having 3-14 
carbon atoms, Z represents a linear, cyclic, or branched divalent hydrocarbon group having 2-14 carbon atoms. Z may 



4 



EP 1 930 381 A1 



include an ether bond. 

[0031 ] The compound shown by the formula (2) may be prepared by reacting a mercaptoalkoxysilane, a diisocyanate, 
and a hydroxyl group-containing polyfunctional (meth)acrylate. 

[0032] As a preferable preparation method, a method of reacting a mercaptoalkoxysilane with a diisocyanate to obtain 
5 an intermediate containing a thiourethane bond, and reacting the residual isocyanate with a hydroxyl group-containing 
polyfunctional (meth)acrylate to obtain a product containing a urethane bond can be given. 

[0033] The same product may be obtained by reacting a diisocyanate with a hydroxyl group-containing polyfunctional 
(meth)acrylate to obtain an intermediate containing a urethane bond, and reacting the residual isocyanate with a mer- 
captoalkoxysilane. However, since this method causes the addition reaction of the mercaptoalkoxysilane and the (meth) 

to acrylic group to occur, purity of the product is decreased. Moreover, a gel may be formed. 

[0034] As an example of the mercaptoalkoxysilane used to produce the compound shown by the formula (2), y- 
mercaptopropyltrimethoxysilane,y-mercaptopropyltriethoxysilane, y-mercaptopropyltributoxysilane, y-mercaptopropyld- 
imethylmethoxysilane, y-mercaptopropylmethyldimethoxysilane, and the like can be given. Of these, y-mercaptopropylt- 
rimethoxysilane and y-mercaptopropylmethyldimethoxysilane are preferable. 

15 [0035] As examples of commercially available products of the mercaptoalkoxysilane, SH6062 (manufactured by Toray- 
Dow Corning Silicone Co., Ltd.) can be given. 

[0036] In another embodiment of the invention silica nanoparticles, for example Nanocryl, manufactured by Hanse 
Chemie AG, are used as the particles. Nanocryl products contain up to 60 % of colloidal silica homogeneously dispersed 
in a broad range of standard unsaturated (meth)acrylic monomers and oligomers (polyester-, epoxy-, urethane-, and 
20 melamine-acrylates). The silica-phase consists of surface-modified, synthetic Si0 2 nanospheres with diameters of about 
20 nm and extremely narrow particle size distributions. Examples of suitable Nanocryl products are those of the XP 21 
series. In one embodiment of the invention monoacrylates are used, for example XP 21/0765 or XP 21/1306. These 
products can be found at www.hanse-chemie.com. 

[0037] In another embodiment of the invention the particles are organic particles. 

25 [0038] As examples of the organic polymer particles, a polyolefin, an acrylic resin, a polyurethane, a polyamide, a 
polystyrene, a polyester, a silicone resin, a styrene/divinylbenzene copolymer, and the like can be given. As the polymer 
particles, either crosslinked polymer particles or uncrosslinked polymer particles may be used. Moreover, since many 
crosslinkable monomers can be easily copolymerized at an arbitrary ratio, the polymer particles can be highly crosslinked. 
As commercially available products of the organic polymer particles, Mipelon XM-220 (manufactured by Mitsui Petro- 

30 chemical Co., Ltd.), polymethyl methacrylate spherical fine particle MB, MBX, polystyrene particle SBX (manufactured 
by Sekisui Plastics Co., Ltd.), silicone high performance powder Torayfill (manufactured by Toray-Dow Corning Silicone 
Co., Ltd.), spherical functional fine particle polymer Art Pearl (manufactured by Negami Chemical industrial Co., Ltd.), 
and the like can be given. Furthermore composite particles, for example core shell rubbers, for example acrylic core 
shell rubbers may be used. Suitable examples of core shell rubbers include Paraloid (Rohm & Haas) and Durastrength 

35 (Arkema). 

[0039] The number average particle size of the particles measured by a dynamic light scattering method or electron 
microscopy is preferably between 0.003 and 3 |mm, more preferably between 0.004 and 1 |mm, in particular between 
0.005 and 0.1 jutm, more in particular between 0.01 and 0.03 juliti. 

[0040] The primary coating of the present invention has an equilibrium modulus of about 1 .5 M Paor less. The equilibrium 
40 modulus according to the present invention is measured by DMTA in tension according to ASTM D5026-95a, wherein 
the equilibrium modulus is determined as described in the experimental section. The use of such a low equilibrium 
modulus primary coating results in a glass fiber that is less sensitive towards attenuation loss. This reduced sensitivity 
towards attenuation loss is in particular relevant in so called "non-zero dispersion shifted single mode optical fibers", 
and in multimode fibers as these fibers are sensitive to attenuation due to so-called microbending. Preferably, the 
45 equilibrium modulus is about 1 .3 MPa or less, 1 .2 MPa or less, 1 .0 MPa or less, 0.9 MPa or less, 0.8 MPa or less, 0.7 
MPa or less or 0.6 MPa or less. In general, the equilibrium modulus will be about 0.05 MPa or higher, preferably about 
0.1 MPa or higher, more preferably about 0.2 MPa or higher, and most preferred, about 0.3 MPa or higher. 
[0041] The cavitation strength should be sufficiently high for low equilibrium modulus products. The present invention 
provides primary coating compositions, which when cured result in primary coatings fulfilling the above requirements. 
50 [0042] The cavitation strength is measured according to the method described in the experimental section and is the 
triaxial stress at which a defined number of cavities become visible at about 20x magnification. For the purpose of the 
present invention the stress is measured at which a second, fourth, or tenth cavity becomes visible at about 20x mag- 
nification at a pulling speed of 20 imm/min in a 100 thick sample (or 20% min -1 ). 

[0043] The present invention relates to a primary coating composition when cured having an equilibrium modulus of 
55 about 1.5 MPa or less, and a cavitation strength at which a tenth cavity appears (o 10 cav ) of at least about 1.1 MPa. 
Preferably the o 1 ° cav is about 1 .2 M Pa or more, more preferably about 1 .3 M Pa or more, and most preferably about 1 .5 
MPa or more. 

[0044] The present invention further relates to a coated optical fiber comprising a glass optical fiber, a primary coating 
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applied thereon, a secondary coating and optionally an ink composition subsequently applied thereon, wherein the 
primary coating is obtained by curing the radiation-curable primary coating composition according to the invention. 
[0045] With the radiation-curable primary coating compositions of the present invention it is possible to make coatings 
which have a very low equilibrium modulus and yet have a high level of integrity with respect to cavitation strength. 
5 [0046] Furthermore, this invention allows for the design of coating systems in which the secondary coating when cured 
has a high Tg and/or high storage modulus at 23° C. High modulus secondary coatings are desirable for certain cable 
designs. 

[0047] The primary coating has a (very) low equilibrium modulus, i.e. about 1 .5 MPa or less, and a Tg of less than 

about 0°C, preferably, less than about -5°C, more preferred, less than about -10 °C, and most preferred, less than about 
10 -20 °C. Herein the Tg is measured by the first peak tan-6 at 1 Hz in a DMTA curve when starting from the high temperature 

side. In general, the Tg of primary coatings is at least about -80°C, preferably at least about -60°C. 

[0048] Generally, the Tg of the secondary, as measured by the peak tan-5 at 1 Hz in DMTA, is about 40 °C or higher. 

Preferably, the Tg is about 50°C or higher, and more preferable about 60°C or higher. Generally, the Tg will be about 

1 00 °C or lower. Herein the Tg is measured by the first peak tan-6 at 1 Hz in a DMTA curve when starting from the high 
15 temperature side. The storage modulus E' at 23° C preferably is about 200 MPa or higher, more preferably between 

400-3000 MPa. 

[0049] In one embodiment of the invention the radiation-curable primary coating composition is based on (meth) 
acrylate functional oligomers and radiation-curable monomers with photo-initiator(s) and additives. Examples of additives 
include a stabiliser and a coupling agent, preferably a silane coupling agent. The adhesion to the glass of the primary 
20 coating, when cured, as measured according to adhesion test described in WO 99/15473, which is incorporated herein 
by reference, generally is at least about 5 g in force at 50% RH and at 95% RH (Relative Humidity). Preferably, the 
adhesion is at least about 1 0 g in force, more preferably at least about 20 g in force, particularly preferred at least about 
50g in force and most preferred at least about 80 g in force, both at 50% RH and 95% RH. The adhesion may be as 
high as 250 g in force. 

25 [0050] The radiation-curable primary coating compositions of the present invention generally comprise, in addition to 
the particles, 

(A) 20-98 wt% of at least one oligomer having a molecular weight of about 1000 or higher, preferably, 20-80 wt%, 
more preferably, 30-70 wt%, 

30 (B) 0-80 wt% of one or more reactive diluents, preferably, 5-70 wt%, more preferably, 1 0-60 wt%, most preferably, 

1 5-60 wt%, 

(C) 0.1-20 wt% of one or more photo-initiators for initiation of a radical polymerisation reaction, preferably, 0.5-15 
wt%, more preferably, 1-10 wt%, most preferably, 2-8 wt%, 

(D) 0-5 wt% of additives. 

35 

[0051 ] Preferably, the oligomer (A) is a urethane (meth)acrylate oligomer, comprising a (meth) aery I ate group, urethane 
groups and a backbone. (Meth)acrylate includes acrylate as well as methacrylate functionality. The backbone is derived 
from a polyol which has been reacted with a polyisocyanate and a hydroxyl group containing (meth)aerylate. However, 
urethane-free ethylenically unsaturated oligomers may also be used. 

40 [0052] Examples of suitable polyols are polyether polyols, for example polypropylene glycol, polyester polyols, poly- 
carbonate polyols, polycapro lactone polyols, acrylic polyols, hydrocarbon polyols, acrylonitrile butadiene rubber (NBR), 
polyols and the like. These polyols may be used either individually or in combinations of two or more. There are no 
specific limitations to the manner of polymerization of the structural units in these polyols. Any of random polymerization, 
block polymerization, or graft polymerization is acceptable. Examples of suitable polyols, polyisocyanates and hydrox- 

45 ylgroup-containing (meth)acrylates are disclosed in WO 00/18696, which is incorporated herein by reference. 

[0053] The number average molecular weight derived from the hydroxyl number of these polyols is usually from about 
50 to about 25,000 g/mol, preferably from about 500 to about 15,000 g/mol, more preferably from about 1 ,000 to about 
8,000 g/mol, and most preferred, from about 1 ,500 to 6,000 g/mol. 

[0054] The ratio of polyol, di- or polyisocyanate (as disclosed in WO 00/1 8696), and hydroxyl group-containing (meth) 
50 acrylate used for preparing the urethane (meth)acrylate is determined so that about 1.1 to about 3 equivalents of an 
isocyanate group included in the polyisocyanate and about 0.1 to about 1 .5 equivalents of a hydroxyl group included in 
the hydroxyl group-containing (meth)acrylate are used for one equivalent of the hydroxyl group included in the polyol. 
[0055] In the reaction of these three components, an urethanization catalyst such as copper naphthenate, cobalt 
naphthenate, zinc naphthenate, di-n-butyl tin dilaurate, triethylamine, and triethylenediamine, 2-methyltriethyleneamine, 
55 is usually used in an amount from about 0.01 to about 1 wt% of the total amount of the reactant. The reaction is carried 
out at a temperature from about 10 to about 90 °C, and preferably from about 30 to about 80 °C. 
[0056] The number average molecular weight of the urethane (meth)acrylate used in the composition of the present 
invention is preferably in the range from about 1 ,200 to about 20,000 g/mol, and more preferably from about 2,200 to 
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about 10,000 g/mol. If the number average molecular weight of the urethane (meth)acrylate is less than about 1000 
g/mol, the resin composition tends to vitrify at room temperature; on the other hand, if the number average molecular 
weight is larger than about 20,000 g/mol, the viscosity of the composition becomes high, making handling of the com- 
position difficult. 

5 [0057] The urethane (meth)acrylate is preferably present in an amount from about 20 to about 80 wt%, of the total 
amount of the resin composition. When the composition is used as a coating material for optical fibers, the range from 
about 20 to about 80 wt% is particularly preferable to ensure excellent coatability, as well as superior flexibility and long- 
term reliability of the cured coating. 

[0058] Preferred oligomers are polyether based acrylate oligomers, polycarbonate acrylate oligomers, polyester acr- 

to ylate oligomers, alkyd acrylate oligomers and acrylated acrylic oligomers. More preferred are the urethane-containing 
oligomers thereof. Even more preferred are polyether urethane acrylate oligomers and urethane acrylate oligomers 
using blends of the above polyols, and particularly preferred are aliphatic polyether urethane acrylate oligomers. The 
term "aliphatic" refers to a wholly aliphatic polyisocyanate used. However, also urethane-free acrylate oligomers, such 
as urethane-free acrylated acrylic oligomers, urethane-free polyester acrylate oligomers and urethane-free alkyd acrylate 

15 oligomers are preferred. 

[0059] Suitable reactive diluents (B) are polymerizable monofunctional vinyl monomers and polymerizable polyfunc- 
tional vinyl monomers, as disclosed in WO 97/42130, which is incorporated herein by reference. 
[0060] Said polymerizable vinyl monomers are preferably used in an amount from about 1 0 to about 70 wt%, and 
more preferred from about 15 to about 60 wt%, of the total amount of the resin composition. Preferred reactive diluents 

20 are alkoxylated alkyl substituted phenol acrylate, such as ethoxylated nonyl phenol acrylate and propoxylated nonyl 
phenol acrylate, vinyl monomers such as vinyl caprolactam, isodecyl acrylate, lauryl acrylate, ethyl hexyl acrylate, di- 
ethylene glycol ethyl hexyl acrylate, alkoxylated bisphenol A diacrylate such as ethoxylated bisphenol A diacrylate, 
hexane diol diacrylate (HDDA), tripropylene glycol diacrylate, tetramethylene glycol triacrylate (TMGTA), tetramethylene 
glycol diacrylate (TMGDA), neopentylglycol diacylate (NPGDA) and dipropylene glycol diacrylate (DPGDA). 

25 [0061] Preferably, the photo-initiators (C) are free radical photo-initiators. Free-radical photo-initiators are generally 
divided into two classes according to the process by which the initiating radicals are formed. Compounds that undergo 
unimolecular bond cleavage upon irradiation are termed Type I or homolytic photo- initiators. If the excited state photo- 
initiator interacts with a second molecule (a co initiator) to generate radicals in a bimolecular reaction, the initiating system 
is termed a Type 1 1 photo-initiator. In general, the two main reaction pathways for Type II photo-initiators are hydrogen 

30 abstraction by the excited initiator or photoinduced electron transfer, followed by fragmentation. 

[0062] Examples of suitable free-radical photo-initiators are disclosed in WO 00/18696 and are incorporated herein 
by reference. 

[0063] Preferably, the total amount of photo-initiators present is between about 0.1 0 wt% and about 20.0 wt% relative 
to the total amount of the coating composition. More preferably, the total amount is at least about 0.5 wt%, particularly 

35 preferred, at least about 1 .0 wt%, and most preferred, at least about 2.0 wt%. Moreover, the total amount is preferably 
less than about 1 5.0 wt%, more preferably, less than about 1 0.0 wt%, and particularly preferred, less than about 6.0 wt% 
[0064] In one preferred embodiment of the present invention at least one of the photo-initiators contains a phosphorous, 
sulfur or nitrogen atom. It is even more preferred that the photo- initiator package comprises at least a combination of a 
photo-initiator containing a phosphorous atom and a photo-initiator containing a sulfur atom. 

40 [0065] In another preferred embodimentof the invention, atleastoneof thecompounds (C) is an oligomericor polymeric 
photo-initiator. 

[0066] As an additive (D), an amine compound can be added to the liquid curable resin composition of the present 
invention to prevent generation of hydrogen gas, which causes transmission loss in the optical fibers. As examples of 
the amine which can be used here, diallylamine, diisopropylamine, diethylamine, diethylhexylamine, and the like can be 
45 given. 

[0067] In addition to the above-described components, various additives such as antioxidants, UV absorbers, light 
stabilizers, silane coupling agents, coating surface improvers, heat polymerization inhibitors, leveling agents, surfactants, 
colorants, preservatives, plasticizers, lubricants, solvents, fillers, aging preventives, and wettability improvers can be 
used in the liquid curable resin composition of the present invention, as required. If a colorant is used in a primary coating, 

50 preferably a die is used instead of a pigment. More preferably no colorant is used. 

[0068] Radiation curable primary coating compositions are described in for example: EP-A-0565798, EP-A2-0566801 , 
EP-A-0895606, EP-A-0835606 and EP-A-0894277. In particular low equilibrium modulus coatings are described in 
WO99/08975, in W099/52958, in WO91/03499, and in EP-B1 -566801 . The content of these references is incorporated 
herein, as these references provide the man skilled in the art sufficient information to make low equilibrium modulus 

55 coatings. 

[0069] The zero shear viscosity at 23 °C of the liquid curable resin composition of the present invention is usually in 
the range from about 0.2 to about 200 Pa.s, and preferably from about 2 to about 15 Pa.s. 

[0070] The elongation-at-break of the primary coatings of the present invention is typically greater than about 50%, 
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preferably greater than about 60%, more preferably the elongation-at-break is at least about 1 00%, more preferably at 
least about 150% but typically not higher than about 400%. This elongation-at-break can be measured at a speed of 5 
mm/min, 50 mm/min or 500 mm/min respectively, preferably at 50 mm/min. 

[0071] According to one preferred embodiment of the present invention, the primary coatings having an equilibrium 
5 modulus E of about 1 .5 MPaor less have a volumetric expansion coefficient a 23 of about 6.85 x 10 -4 K _1 or less, preferably 
about 6.70 x 10' 4 K~ 1 or less, more preferred about 6.60 x 10 -4 K _1 or less, even more preferred about 6.50 x 10~ 4 K _1 
or less, and most preferred about 6.30 x 10" 4 K" 1 or less. 

[0072] The present invention also relates to coating system for an optical glass fiber comprising a radiation-curable 
primary coating composition according to the invention and a radiation -curable secondary coating composition. 
to [0073] In general, the particles in the radiation-curable primary coating composition are chosen such that the primary 
coating obtained by curing the primary coating composition is colorless and transparant. 

[0074] In general, optical fibers are coated first with a primary coating and subsequently with a secondary coating. 
The coatings can be applied as a wet-on-wet system (without first curing of the primary) or as a wet-on-dry system. The 
primary coating can be colored with a die, or secondary coatings can be colored with pigments or dies, or a clear 
15 secondary can be further coated with an ink. The primary and secondary coatings generally have a thickness of about 
30 juim each. An ink coating generally has a thickness of about 5 imm (3-10 imm). 

[0075] The coated and preferably colored optical fibers can be used in a ribbon comprising a plurality of said optical 
fibers, generally in a parallel arrangement. The plurality of optical fibers is further coated with one or more matrix materials 
in order to obtain a ribbon. The present invention therefore further relates to a ribbon comprising a plurality of coated 
20 and preferably colored optical fibers, generally in a parallel arrangement, said coated optical fiber comprising at least a 
primary coating according to the present invention and preferably a secondary coating according to the present invention. 
[0076] The invention will be further elucidated by the following examples and test methods. 

Description of test methods 

25 

A. Measurement of cavitation strength 
Measurement set up 

30 [0077] The measurement set up is described in WO02/42237 which is incorporated herein as a reference. 

[0078] The measurement set up consists of a digital tensile testing machine ZWICK 1 484 with digital control and with 
a video camera fitted on the top (moving) plate of the machine. The sample is held in place by a fixture connected to 
the load cell. The growth of the cavities can then be followed in real time. 

[0079] In order to obtain reproducible values of the cavitation strength, two major points should be kept in mind 
35 concerning the measurement set up itself. First, the parallellity of the set up is very important to allow a correct translation 
between the force at which cavitation starts and the actual stress level in the cured coating. In the case of a good 
parallellity of the plates, the stress distribution over the film will be nearly flat, the coating layer is then (approximately) 
subjected to a homogeneous triaxial stress level a, equal to the ratio (force/sample area). 

[0080] If the alignment of the set up is imperfect, however, the sample may experience a torque resulting in an 
^o inhomogeneous tearing of the polymer film. In this case, the inhomogeneous stress distribution makes it difficult to 
translate the registered force signal into the actual stress in the film. 

[0081] The parallelity can be finely adjusted using three micrometer screws on the moving plate of the tensile testing 
machine. Circular glass plates (40 mm in diameter, at least 5 mm in thickness) were used and by using three hardened 
steel balls fitted to the adjustable plate one can - within the accuracy of the micrometer screws, about 1 |mm - adjust the 

45 parallelity of the sample in the measurement set up. 

[0082] Another important factor is the stiffness of the entire set up: the compliance of the measurement set up should 
be as low as possible to avoid any storage of elastic energy in the measurement set up. The adjustable plate was 
therefore made of 15 mm thick steel resulting in a compliance of approximately 0,2 |uim/N for the total set up. The 
compliance is measured by using a welded steel sample having the same geometry and is determined from the measured 

50 force and displacement. 

Sample preparation 

[0083] The glass plates (boro silicatum glass) and quartz billets were finely polished using carborundum powder to 
55 such an extent that the roughness (Ra) of the glass plates has a value of 1.17 ± 0.18 juim and the roughness (Ra) of 
the quartz billets has a value of 1 .18 ± 0.04 jutm. Subsequently, the glass and quartz pieces were burned clean in an 
oven at 600 °C for one hour and the surfaces were rinsed with acetone and allowed to dry. The clean surfaces were kept 
in a closed container to avoid dust settling. 
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[0084] The surfaces were treated with a silane solution as follows: 



Preparation of silane solution 



[0085] A 95% ethanol - 5% water solution was adjusted to pH 4.5 - 5.5 with acetic acid, and a silane (Methacryloxy- 
propyltrimethoxysilane, A174 from Witco) was added to yield a 5% silane solution (ca. 74.39%wt ethanol / 3.84%wt 
water / 16.44%wt acetic acid/ 5. 32%wt silane). The silane solution was left for five minutes at room temperature to allow 
hydrolysis and silanol formation. 

[0086] The fresh silane solution was applied to the glass or quartz surfaces by using pipette. The silane layer was 
cured by placing the treated glass or quartz plates in an oven at 90 °C for five to ten minutes. The treated glass or quartz 
plates were rinsed free of excess materials by gently dipping in ethanol. 
[0087] The example was assembled as follows: 

A quartz cup was attached to the top plate of the two-plate micrometer using a vacuum system (vacuum pump). 
The micrometer was zeroed using both the quartz billet and the glass plate. A droplet of resin was gently placed in 
the middle of the glass plate. 

The glass plate was placed on the lower plate of the two-plate micrometer and the film thickness was adjusted by 
slowly pushing the quartz billet onto the resin droplet. Subsequently, the sample was cured with a 1 J/cm 2 UV-dose 
of Fusion F600W UV-lamp system having as lamps 1 600M radiator (600 W/inch which equals 240 W/cm, and thus, 
in total 6000 W) fitted with R500 reflector, one with a H bulb and one with a D bulb UV lamp, of which the D-bulb 
was used to cure the samples. 

The samples were stored in a dark place, so that no post-cure by UV-light can take place. 
Cured samples were measured within 1-2 hours after preparation. 



Measurement 



[0088] The sample was placed in the tensile testing apparatus from ZWICK type 1484. 

[0089] When an experiment was started, a video camera recorded the behavior of the film while showing the stress 
exerted on the film. Unless otherwise stated, the pulling speed was 20 lam/min. The microscope was used to achieve 
about 20x magnification (the 9.5 mm sample was enlarged to 19 cm at the video screen). From the videotape, the 
appearing of a number of cavities at a certain measured stress was noted. 

B. Measurement of Equilibrium modulus, Storage modulus at 23°C (E'23) and Glass transition temperature in DMTA 
Sample Preparation 

[0090] The samples were cured with a 1 J/cm 2 UV-dose of a Fusion F600W UV-lamp system (measured with AN 
international Light 390-bug) as described under paragraph A above using a D bulb at a belt speed of 20.1 m/min. 



Measurement 



[0091] The equilibrium modulus of the primary coatings of the present invention is measured by Dynamic mechanical 
Analysis (DMTA) in tension according to the standard Norm ASTM D5026-95a "Standard Test Method for Measuring 
the Dynamic Mechanical Properties of Plastics in Tension" under the following conditions which are adapted for the 
coatings of the present invention. 

[0092] A temperature sweep measurement is carried out under the following test conditions: 



Test pieces: 

Length between grips: 

Width: 

Thickness: 

Equipment: 

Frequency: 
Initial strain: 
Temperature range: 
Ramp speed: 



Rectangular strips 

18-22mm 

4mm 

90 |ul 

Tests were performed on a DMTA machine from Rheometric Scientific type RSA3 

(Rheometrics Solids Analyser III) 

1Hz 

0.15% 

starting from -130°C heating until 250°C 
5°C/min 



9 



EP 1 930 381 A1 



(continued) 



Autotension: 



Static Force Tracking Dynamic Force 
Initial static Force: 
StatioDynamic Force 



0.9N 



10% 



Autostrain: 



Max. Applied Strain: 
Min. Allowed Force: 
Max. Allowed Force: 
Strain adjustment: 



2% 



0.05N 
1.4N 

1 0% (of current strain) 



Dimensions test piece: Thickness: measured with an electronic Heidenhain thickness measuring device type MT 
30B with a resolution of 1 |mm. 

Width: measured with a MITUTOYO microscope with a resolution of |mm. 
All the equipment is calibrated in accordance with ISO 9001 . 

[0093] In a DMTA measurement, which is a dynamic measurement, the following moduli are measured: the storage 
modulus E', the loss modulus E", and the dynamic modulus E* according to the following relation E*=(E'2 +E"2) 1/2 The 
loss tangent tan8 = E7E' is used for the determination of the Tg. 

[0094] The lowest value of the storage modulus E' in the DMTA curve in the temperature range between 1 0 and 1 00 
°C measured at a frequency of 1 Hz under the conditions as described in detail above is taken as the equilibrium modulus 
of the coating. The storage modulus E' at 23 °C in the DMTA curve is taken as E'23. 

Examples 

Synthesis of Oligomer A 

[0095] A one liter round bottom four-neck flask is equipped with mechanical agitator, thermometer, reflux condenser, 
addition funnel and inlet line for dry air. Into the flask is weighed 49.36 grams of 2,4-toluene diisocyanate (Mondur® 
TDS) and 0.25 grams of 2,6-di-tert-butyl-4-methyl phenol (BHT). The mixture is stirred at room temperature under an 
atmosphere of dry air until the solid is completely dissolved. To the resulting solution is added 16.45 grams of 2- 
hydroxyethyl acrylate (2-HEA) at a rate to complete addition in 45-60 minutes. During addition, the temperature is allowed 
to increase to 60 °C. When addition is complete, the temperature is held at 60° C for one hour followed by addition of 
0.25 grams of dibutyltin dilaurate. Following addition of dibutin dilaurate, the temperature is held at 60 °C for an addition 
30 minutes, at which point a sample is taken for determination of remaining isocyanate content by titration with dib- 
utylamine reagent to a bromophenol blue endpoint. When the value of remaining isocyanate content reaches the theo- 
retical value, the remainder of addition can begin. To the resulting solution is added 433.68 grams of hydroxyl-terminated 
poly(propylene glycol) (Pluracol® P201 0). Addition is made to occur from an addition funnel over 15-30 minutes or 
alternatively can be made all at once from a suitable container. After addition is complete, the mixture is heated to 85 °C 
and this temperature is maintained until a value of less than 0.2% isocyanate is recorded. The resulting oligomer is then 
poured into a suitable container. 

Formulations Examples 1-3 and Comparative experiment A 



[0096] 
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Example 


Oligomer A 
(wt%) 


Diluent: ENPA 
(wt%) 


Nanocryl XP 

21/1306 

(vol%*) 


Solvent: 

BUEA 

(wt%) 


1184 


1 


49 


47 


1.1 


2 


3 


2 


48 


44 


2.2 


4 


3 


3 


47 


41 


3.3 


6 


3 


Comp. 
Exp. 












A 


50 


47 


0 


0 


3 



ENPA: 



Nanocryl XP 21/1306: 



BUEA: 



1184: 



Ethoxylated nonyl phenyl acrylate SR504 from 
Sartomer 

Silica obtained from Hanse Chemie; approximately 

20 nm Si0 2 particles in BUEA (CL1039) (50/50 

w/w); ti = 250 mPa.s. 

Butyl urethane ethyl acrylate CL1039 from 

UCB/Cytec Chemicals 

Irgacure 184 from Ciba Specialty Chemicals 



* The vol% of silica particles was calculated from the wt% and the density of the silica 
particles. The density of the silica particles was calculated by measuring the density of 
Nanocryl XP 21/1306 (containing 50 wt% of silica) by weighing 10 cm 2 of this material 
and measuring the density of BUEA: 
Density Nanocryl XP 21/1306: 1.37 g/ml 
Density BUEA: 1.05 g/ml 
Density silica particles: 1.97 g/ml. 



Equilibrium modulus and cavitation strength Examples 1-3 and Comparative experiment A 
[0097] 



Example 


Equilibrium modulus (MPa) 


Cavitation strength (MPa) 


1 


0.61 


1.1 


2 


0.66 


1.3 


3 


0.69 


1.9 


Comparative experiment 






A 


0.52 


1.0 
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[0098] The results show that the presence of Nanocryl XP 21/1306 particles in the primary coating strongly increase 
the cavitation strength at the expense of only a limited increase in equilibrium modulus. 



Claims 

1 . Radiation-curable primary coating composition comprising 0.6-1 0 vol% of particles, which when cured has an equi- 
librium modulus of about 1 .5 MPa or less, and a cavitation strength at which a tenth cavity appears (a 10 cav ) of at 
least about 1.1 MPa. 

2. Radiation-curable primary coating composition according to claim 1 , wherein the particles have a flakiness ratio m 
= B/T of 1 0 or less, wherein the thickness T is the minimum distance between two parallel planes which are tangential 
to opposite surfaces of the particle, one plane being the plane of maximum stability, and the breath B is the minimum 
distance between two parallel planes which are perpendicular to the planes defining the thickness T and are tangential 
to opposite sides of the particles, and wherein the particles have a length L of between 0.003 and 3 |mm, wherein L 
is the distance between two parallel planes which are perpendicular to the planes defining thickness T and breath 
B and are tangential to opposite sides of the particles. 

3. Radiation-curable primary coating composition according to any one of claims 1 -2, wherein the particles are one or 
more types of inorganic particles. 

4. Radiation-curable primary coating composition according to claim 3, wherein the particles are have reactive organic 
groups on their surface. 

5. Radiation-curable primary coating composition according to any one of claims 1 -2, wherein the particles are one or 
more types of organic particles. 

6. Radiation-curable primary coating composition according to any one of claims 1 -5, wherein the particles are chosen 
such that the primary coating obtained by curing the primary coating composition is colorless and transparant. 

7. Radiation-curable primary coating composition according to any one of claims 1 -6, further comprising 

(A) 20-98 wt% of at least one oligomer having a molecular weight of about 1 000 or higher, 

(B) 0-80 wt% of one or more reactive diluents, 

(C) 0.1-20 wt% of one or more photo-initiators for initiation of a radical polymerisation reaction, 

(D) 0-5 wt% of additives, 

wherein the total amount of particles and (A) - (D) adds up to 1 00 wt%. 

8. Radiation-curable primary coating composition according to any one of claims 1-7 wherein the a 10 cav is at least 
about 1.1 MPa. 

9. Radiation-curable primary coating composition according to any one of claims 1 -8 wherein the equilibrium modulus 
is about 1 .2 MPa or less. 

10. Coating system for an optical glass fiber comprising a radiation -curable primary coating composition according to 
any one of claims 1-9 and a radiation-curable secondary coating composition. 

11. Coated optical fiber comprising an optical glass fiber, a primary coating obtained by curing a primary coating com- 
position according to any one of claims 1-9 applied thereon, a secondary coating applied on the primary coating 
and optionally an ink composition applied on the secondary coating. 

12. Optical fiber ribbon comprising a plurality of coated, and optionally colored optical fibers arranged in a plane and 
embedded in a matrix composition, wherein at least one coated optical fiber is a coated optical fiber according to 
claim 1 1 . 

13. Use of a radiation-curable primary coating composition according to any one of claims 1-9 for coating an optical 
glass fiber. 
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